A. HAIM consisting of formation of the precursor complex (eq.l), intramolecular electron transfer (eq.2), and dissociation of the successor complex (eq.3), is, under most circumstances, compatible with the observed second order kinetics. In eq. 1-3, M11L5X2 and N11L 62+ represent the oxidant (inert) and the reductamt (labile), respectively, and the dissociation of the successor complex is assumed to result in transfer of the ligand X from oxidant to reductant. Assuming that the dissociation of the successor complex is rapid compared to the preceding steps, depending on whether eq. 1 or eq. 2 is rate-determining, we are dealing with a substitution-controlled or a redox-controlled reaction, respectively (Ref. 4) . In the former case, the observed second-order rate constant has the significance of k1, and under such circumstances not much is learned about electron transfer. This is the situation prevailing, for instance, in many reductions by V(0H2)62. If eq. 1 is a rapid, unfavorable equilibrium (k1/k1 = the equilibrium constant for the formation of the precursor complex), then the observed second order rate constant has the significance of Qpket and again not much is learned about the act of electron transfer itself. Reactivity patterns may be associated with changes in Q and/or ket The great majority of redox-controlled reactions belong to this category and a great deal of interest has existed for a long time in dissecting the measured rate constants into their elementary components Q and ket and in e.g., resonance mechanism with the bridging ligand serving the role of coupling the two metal centers, and bypassing the bridging ligand, e.g., the bridging ligand serves to bring the metal centers near each other and "outer sphere" electron transfer through the auxiliary ligands obtains. 
COUPLING OF METAL CENTERS BY BRIDGING LIGANDS: ADIABATICITY AND THE ROLE OF DISTANCE IN ELECTRON TRANSFER
The electron transfer mechanism for the ligands which feature uninterrupted conjugation is considered to be the resonance mechanism, (Ref. 24 ) the bridge serving to couple the two metal centers. For these ligands, it is found that a plot of the free energy of activation for electron transfer vs. the inverse of the distance between the metal centers is linear (cf. The former is a measure of the probability of electron transfer once the intersection region has been reached, e.g., it is a measure of adiabaticity. The nuclear factor consists of inner and outer shell reorganization terms. In analytical form, the Marcus free energy barrier for intramolecular electron transfer in a bridged binuclear complex is given by eq. 5.
and A0 are the energy terms related to the reorgaulauLion ot the inner id outer coordination shells of the reactants, and AG* is the standard free energy change for internal electron transfer within the binuclear complex. The solvent reorganization term is given by eq. 6 (Ref.12).
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